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The present invention relates to dicarbamyl-
guanidine, g new compound, and its acid addi-
tion salts, and methods for their preparation.
The structure of dicarbamylguanidine presents

tautomeric possibilities, namely:
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or I in equilibrium with II. Which of the three
possibilities is the fact is not known. By ‘“di-
carbamylguanidine” therefrom Is meany o mem-
ber and/or eguilibrium combination of the tau-
tomeric system of I and IT above.

The dicarbamylguanidines and their salts are
useful in the preparation of synthetic resins, wet-
ting agents, dyes, pharmaceuticals, and the like.

Tt is an object of this invention to prepare
the dicarbamylguanidines by reacting a dicyano-
cugnidine, such as mono-potassium dicyano-

suanidine, having the formula
T
NCO—N—C—N—CN

(or 2 tautomer thereof) cr the like, with a non-
halogen acid in agueocus solution. QOther cbjects
will be apparent from the discussion of the in-
vention following.

It was not 1o be expected that the cyano grouds
of the dicyanoguanidines could be hydrolyzed to
the corresponding carhamyl groups 1n acid solu-
tion without cyclization in view of the fact that
the potassium dicyanoguanidine reacts with hy-
drochloric acid, hydrobromic acid, and hydroiodic
acid in agueous solution to give the respective
hygdro-halide salts cf ammeline.

It has now been found, however, that if instead
of o halogen acid, a strong oxyvgenated acid such
as sulfuric, nitric, phosphorie, n-toluenesulionic,
or the like, is used, the result is & dicarbamyl-
cuanidine salt instead of an ammeline salt. AS
used in the specification and claims, “strong
a.cid” refers to an acid having an ionization con-
stant of 103 or greater.

The process is a general one for the dicyano-
opanidines, and while dicyanoguanidine, free or
containing organic substituents, may be used as
such, it is preferred to liberate same in agueous
colution from one of their metal salts, as the
free dicyanoguanidines when isolated are un-
stable. Tt is further preferred to use ohe of the
alkali metal salts such as mono-potassium di-
cyanoguanidine, but any of the other salts, such
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ss ammonium, zine, caleium and the like, are
suitable. The dicyanoguanidine salts, as well as
the free compound, may be obtained by the proc-
ess given in U. 8. Patent 2,371,160.

Tn using a metal salt of a dicyanoguanidine it
is necessary to add at least one mol of acid to
combine with the metal in order to release the
free dicyanoguanidine molecule, which then hy-
drolyzes to dicarbamylguanidine. However, bet-
ter yields are obtained if a considerable excess oI
acid is used, excellent results being obtained
when the acid:dicyanoguanidine ratio is about
D11,

The following examples illustrate without lim-
iting the invention.

RXAMPLE 1

The reaction of potassium dicyanoguanidine with
nitric acid

64 cc. of 70% nitric acid and 64 cc. of water
ware mixed in a 3-neck flask equipped with stirrer
and thermometer. This solution was then heated
on the steam bath and 14.7 g. of nowdered po-
tassium dicyancguanidine was added slowly In

the absence of applied heat over a 15 minute pe-

ricd. The flask was occasionally cooled In a
water bath to keep the temperature below 100° C.
The fiask was then replaced on the steam hath
and heated for 15 minutes. It was then cooled
to 10° C. to render the crystals of dicarbamyl-

suanidine monenitrate less soluble and the solu-

tion was filtered. The crystals -obtained were
rinsed with acetone, giving 21 g. of a pure produch
decomposing at 2 itemperature greater than
360° C.

EXAMPLE 2

Prevaration ¢of dicarbamylguanidine

Dicarbamylguanidine may be prepared by neu-
tralizing any of its acid addition salts by a pro-
cedure analogous to the following.

Dicarbamylguanidine nitrate (62.4 g., 0.3 mol)
was supended in 350 ce. of water. 12.3 g. of so-
dinm hydroxide dissolved in 100 cc. of water was
added thereto and the mixture was heated to
just boiling, whereupon a substantially clear neu-
tral solution was obiained. The sclution was

cooled and the crystals filtered to provide 37 g.
of dicarhamylguanidine melting at 176° C.

EXAMPLE 3

The reqction of notassium dicyanoguanidine with
sulfuric acid

A solution containing 100 g. of potassium di-
cyanoguanidine in 300 cc. of water was added to

a, solution of 300 g. of 959% sulfuric acid in 200 cc.
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of water and heated to reflux. A rather vigor-
ous exothermic reaction occurred and the flask
was cooled in an ice bath. The colorless crystals
that separated were filtered and recrystallized
from hot water. After filtration the colorless
crystals were washed with methanol and acetone
and allowed to dry. The product weighed 137 g.,
representing a 95% yield of dicarbamylguanidine
neutral sulfate dihydrate of the formula

H O

|
(H-N N—C—NH3)2»H1S 042H:0

The product decomposed at 185°-186° C.
EXAMPLRE 4

The reaction of votassium dicyanoguanidine
with phosphoric acid

Using a procedure analogous to that of the
preceding examples, a solution of 76 g. of 85%
phosphoric acid (45 ce.) in 45 ce. of water was
reacted with 14.7 g. of potassium dicyanoguani-
dine to form 23.1 g. of mono-(dicarbamylguani-
dine) phosphate. The decomposition point was
185° C.
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EXAMPLE 5

The reaction of potassium dicyanoguanidine
with p-toluenesulfonic acid monohydrate

ollowing a procedure analogous to that of
the preceding examples, a solution of 63.4 g. of
p-toluenesulfonic acid monochydrate in 50 cc. of
water was reacted with 4.9 g, of potassium di-
cyanoguanidine to yield 10.4 g. of dicarbamyl-
guanidine p . toluenesulfonate monohydrate.
Decomposition occurred at 298-301° C. after re-
crystallization from water.

EXAMPLE 6

The salts of substituted dicyanosuanidine may
also be hydrolyzed. For example, 1-cyclohexyl-
2.3-dicyano-3-potassium guanidine may be hy-
drolyzed to provide the corresponding cyclo-
hexyl substituted dicarbamylguanidine. The
former compound is made by dissolving 82.5 g. of
cyclohexyleyanoguanidine (prepared by the
method of U. S. Patent 2,455,807) in 500 ml. of
acetone. To this solution is added 64.6 g. of
86.6% potassiuin hydroxide. A slurry results.
29.0 ml, of cyanogen chloride vapor is added io
the stirred slurry at 10°-12° C. over a two hour
period, after which the mixture is stirred for an
additional hour, filtered, and the solid product
washed with acetcne. The product consists of
the potassium salt of the cyclohexyldicyanoguan-
Idine together with potassium chloride. This
mixture, after crystallization from hot water
with treatment by activated charcoal, yields
colorless plates of the potassium salt free of

potassium chloride.
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A solution of 100 g. of said potassium ecyclo-
hexyldicyanoguanidine in 300 ml. of water was
added to 300 g. of concentrated sulfuric acid
which had bheen diluted with 200 ml. of water.
The mixture was heated to reflux, at which tem-
perature an exothermic reaction occurred. The
flask was cooled in an ice bath, and a small
amount of inscluble material was filtered from
the solution. Since the product did not crystal-
lize on cooling, about two mols of sodium hy-
droxide was added to reduce the acidity. A solid
separated and filtration gave 60 g. of cyclohexyl-
dicarbamylguanidine neutral sulfate of the fol-
lowing formula (or tautomer thereof) :

1
H N—C--NH,
Z
CesH1y—N—-C HsE Oy
N—C-—-NH3,
H |
0 2

While the invention has been described with
particular reference to specific embodiments, it
i1s to be understood that it is not to be limited
thereto but is to be construed broadly and re-
stricted solely by the scope of the appended
claims.

I claim:

1. A member of the group consisting of di-
carbamylguanidine, cyclohexyldicarbamylguani-
dine, and the addition salts thereof with oXygen-
ated acids having an ionization constant of at
least 10-3,

2. Dicarbamylguanidine.

3. The addition salt of dicarbamylguanidine
with an oxygenated acid having an ionization
constant of at least 10-3.

4. Dicarbamylguanidine sulfate.

0. Dicarbamylguanidine nitrate.

6. Dicarbamylguanidine phosphate.

DONALD W. KAISER.
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